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Modification of epoxy-polyester and polyester powder
coatings with silicone-acrylic nanopowders — effect on
surface properties of coatings®
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Abstract: The effect of modification with 3 wt % of nanopowders containing silicone-acrylic core-shell
nanoparticles (size ca. 100 nm) on surface properties of epoxy-polyester and polyester powder coatings
was investigated. Contact angle (CA) determinations, atomic force microscopy (AFM), confocal micro-
scopy (CM), scanning electron microscopy coupled with energy dispersive spectroscopy (SEM-EDS), and
X-ray photoelectron spectroscopy (XPS) were used to assess this effect. It was found that the modified
coatings showed significantly higher CA values and significantly lower surface-free energy (SFE) values
as compared to unmodified ones what could be explained by migration of silicone resin contained in
nanopowder to the coating surface due to specific features of silicone polymer. Using XPS and EDS the
presence of silicone on the surface was confirmed, and AFM of modified coatings revealed structures on
the surface which could be attributed to nanoparticles of silicone resin. It was stated that the chemical
structure of silicone resin influenced very much surface properties of the coatings.

Keywords: coating, silicone, silicone-acrylic polymer, surface properties, nanopowders, core-shell parti-
cles.

Modyfikacja poliestrowo-epoksydowych i poliestrowych farb proszkowych
za pomoca nanoproszkow silikonowo-akrylowych — wplyw na wlasciwosci
powierzchni powlok

Streszczenie: Zaprezentowano wyniki badan wptywu modyfikacji poliestrowo-epoksydowych i poli-
estrowych farb proszkowych, za pomocg silikonowo-akrylowych czastek o budowie rdzen-otoczka, na
wilasciwosci powierzchni otrzymanych z nich powtok. Metodami mikroskopii konfokalnej (CM) i mikro-
skopii sit atomowych (AFM) okreslono topografie, a za pomoca skaningowego mikroskopu elektrono-
wego wyposazonego w spektrometr dyspersji energii (SEM-EDS) oraz spektroskopu fotoelektronow
(XPS) badano sktad pierwiastkowy. Metoda kropli osadzanej wyznaczono kat zwilzania (CA) i swobod-
na energie powierzchniowa (SFE). Stwierdzono, ze modyfikacja farb proszkowych za pomoca silikono-
wo-akrylowych nanoczastek polimerowych wplywa na zwigkszenie wartosci CA oraz zmniejszenie war-
tosci SFE, co moze by¢ spowodowane migracja zywicy silikonowej do powierzchni powtoki. Obecnos¢
silikonu na powierzchni prébki potwierdzono za pomoca EDS, a badanie XPS wykazato tendencje do
zwigkszania sie ilosci silikonu w powloce w kierunku powierzchni prébki. Zauwazalny jest rowniez
wplyw modyfikatorow silikonowo-akrylowych na strukture powierzchni.

Stowa kluczowe: powloka, silikon, polimer silikonowo-akrylowy, wilasciwosci powierzchni, nano-
proszki, czastki rdzen—otoczka.

Powder coatings are environmentally friendly re-
placements for solvent-based coatings and are commonly
used to protect metal, plastic and other surfaces from me-
chanical and weather-related damage in certain industry
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sectors including, inter alia, the automotive or machine
industry. Main components of powder coatings are poly-
mer resins, curing agents, colorants and other additives
[1] and the coating composition can be designed to obtain
the desired coating properties. Nanoadditives have re-
cently been recommended for use in the coating process
to improve coating durability as well as its appearance
[2—5]. Powder coatings modification with core-shell
structured silicone-methacrylic nanoparticles (NP) deve-
loped in the Industrial Chemistry Research Institute led
to coatings characterized by distinctly higher elasticity
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and impact resistance than unmodified products [6, 7].
The idea to apply NP as an effective powder coatings
modifier, patented first by Wacker [8], was based on the
assumption that using the core-shell nanoparticles,
where silicone resin of low glass transition temperature
(T,) constitutes the core and methacrylic polymer of high
Tg constitutes the shell, would allow to achieve good dis-
tribution of the former in the coating matrix thus leading
to excellent ability of the coating to absorb high mechani-
cal stresses created by impact forces. The well known spe-
cific characteristics of polysiloxanes [9] predispose silo-
xane polymers not only to act as suitable impact modi-
fiers in polymer-based composite materials, but also to
change their surface properties significantly [10—14]. In
this paper the results of our studies on the effect of chemi-
cal composition of silicone resin (i.e. the polysiloxane
core of our NP modifier) on surface properties of epoxy-
-polyester and polyester powder coatings are presented.
Some results obtained in these studies were presented at
ICANM2013 Conference in Quebec City (Canada) and
published [15].

EXPERIMENTAL
Materials

Octamethylcyclotetrasiloxane [D4 — formula (I),
from Momentive], methyltrimethoxysilane and metha-
cryloyltrimethoxysilane [METMS — formula (II) and
MATMS — formula (III), respectively, both from Acros
Organics], dodecylbenzenesulphonic acid (DBSA, from
Aldrich), sodium hydrogen carbonate (from POCh) and
Acticide® MBS (from Thor) were used as starting mate-
rials for synthesis of silicone resin dispersion.

Methyl methacrylate (MM, from HEKO), potassium
persulphate (POCh), DBSA and Acticide® MBS were
used as a monomer, initiator, surfactant and biocide for
synthesis of silicone-acrylic core-shell dispersion.
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Powder coatings were obtained from carboxylated
polyester resin (Policen 3000T, characterized by acid
value 33 mg KOH/g, from PPG Polifarb Cieszyn), epoxy
resin (Epidian® 012, from Organika-Sarzyna), Primid®
XL 552 (from EMS-Chemie AG, used as hydroxyalkyl-
amide crosslinker for polyester coatings), TiO, (Rutile,
from Police, Poland, used as a pigment). Benzoin (from
DSM) and Resiflow® PV 88 (from Worlee Chemie GmbH)
were used as standard additives for powder coating.

Synthesis of starting silicone-resin dispersions,
hybrid dispersions and silicone-methacrylic
nanoparticles

Aqueous dispersions of silicone resin nanoparticles of
ca. 80 nm size were synthesized through emulsion poly-
merization of silicone monomers in water, according to
the method proposed by Weyenberg et al. [16]. DBSA was
used as both catalyst and surfactant. Compositions of sili-
cone monomers mixtures are collected in Table 1. Va-
cuum distillation was applied to remove methanol that
was formed in hydrolysis of alkoxysilane group. Acti-
cide® MBS was added as microbiological preservative.

Table 1. Composition of silicone monomers mixtures used in
preparation of NP samples

Monomer NP-1 NP-2
MATMS, wt % 0.0 14.6
METMS, wt % 12.0 54
D4, wt % 88.0 80.0

a)

15KV, X10,000 1pm 10 30 SEI
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Fig. 1. NP nanoparticles agglomerated in the ,nanopowder” par-
ticle: a) magnification 10 000x, b) magnification 50 000x
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In the next step emulsion polymerization of methyl
methacrylate in silicone resin dispersion was carried out as
presented in [17], leading to aqueous dispersion of
core-shell structured NP. Then, core-shell aqueous disper-
sion thus obtained was dried using Buchi spray dryer. In
this process nanopowder agglomerates of the spherical NP
of grain size from 1 to 20 pm were obtained (see Fig. 1).

Preparation of powder coatings

Epoxy-polyester and polyester powder coatings were
produced in a standard process which involved:

— pre-mixing of components (compositions are pre-
sented in Table 2),

— extrusion (extruding temperature 80—100 °C),

— crushing,

— pulverizing,

— sieving,

— electrostatic spraying on metallic substrates.

Earlier we found [6] that increasing the content of
nanopowder in powder coatings from 1 to 5 % resulted in
significant changes in surface properties of the cured
coating. We also proved that modification with just 3 % of
nanopowder led to distinct improvement of substantial
coating properties (impact resistance, elasticity) while
not deteriorating the other coating features (hardness,
abrasion resistance). Therefore, we decided to study the
effect of silicone resin composition on surface properties
of the powder coatings containing only that specific opti-
mum amount of NP.

Table 2. Composition of prepared powder coatings

Polyester | Epoxy-poly-
Ingredient powder | ester powder
coating coating
Epoxy resin, wt % — 22.21
Carboxylic polyester hardener, wt % — 51.83
Polyester resin, wt % 56.05 —
Hardener, wt % 2.95 —
TiO,, wt % 37.00 2221
Standard additives, wt % 1.00 0.74
NP2, wt % 3.0 3.0

3 Applicable only to modified samples.

Coatings were cured for 15 minutes at 180 °C.
In Table 3 the obtained powder coating samples with
their designations are shown.

T a b 1e 3. Designation of unmodified and modified powder
coating samples

wemiter | PSS | ST
None P-0 H-0
NP-1 P-1 H-1
NP-2 P-2 H-2

Characterization of cured coatings

Thickness of cured coatings was measured with Posi-
Tector 200 ultrasonic thickness gauge according to ISO
2808 standard. For comparative studies coatings with
similar thickness (60—90 um) were chosen.

Surface elemental composition was determined by
scanning electron microscopy equipped with energy dis-
persive spectrometry (SEM-EDS) using Jeol JSM-6490LV
microscope and by X-ray photoelectron spectroscopy
(XPS) using ESCALAB-210 apparatus.

Coatings surface appearance was tested by atomic
force microscopy (AFM) using the Multimode NS3D
microscope and by confocal microscopy using confocal
microscope NanoFokus AG pSurf Explorer.

Morphologies of the surfaces were determined using
confocal microscope with applied 50x magnification, and
topographic maps in 0.59 mm x 0.59 mm area were taken.
The roughness parameters (R, — arithmetic mean rough-
ness value, R, — maximum height of profile, P,,, — arith-
metic mean width of the roughness profile elements,
P,, — root-mean-square surface gradient of the profile
within a sampling length, P, — the distance between the
highest peak and the deepest valley of the profile) were
determined according to ISO 4287 standard.

Contact angle (CA) of water and diiodomethane on
cured coatings was examined using Kruss DSA100E
goniometer. Surface free energy (SFE) values, including
its polar and dispersive parts, were calculated based on
the CA data.

RESULTS AND DISCUSSION

Results of SEM-EDS and XPS studies conducted for
the epoxy-polyester PC are presented in Fig. 2 and in Fig.
3, respectively.

Based on the SEM-EDS results shown in Fig. 2, which
have been obtained in testing the unmodified powder
coating (H-0) and two different NP-modified powder
coating samples (H-1 and H-2), it has been confirmed that
modification with 3 % of NP resulted in the apparent
change of elemental composition of coating surfaces no
matter what the composition of silicone resin was. The re-
sults of EDS investigations presented in Fig. 2a proved
that concentration of O and Si atoms was much higher
and concentration of C atoms was lower on the surface of
powder coatings modified with NP than on the surface of
unmodified sample. EDS maps of Si element showed that
Si atoms were not uniformly distributed on modified
samples surfaces which could result from poor miscibi-
lity of silicones within the polymer matrix. This observa-
tion is also reflected in EDS spectra (Fig. 2c). The presence
of Ti atoms on the powder coating surface, which was
noted in [15], was also observed for the samples tested
and can be considered as obvious since TiO, was a com-
ponent of the coating recipe. Those results clearly proved
that surface features for powder coatings modified with
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Fig. 2. Elemental composition of surfaces of modified and unmodified epoxy-polyester powder coating assessed by SEM-EDS for H-0,
H-1 and H-2 samples: a) elements distribution images — magnification 500x; b) SEM images — magnification 1000x; c) EDS spectra —

magnification applied 1000x with relevant details of EDS spectra
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Fig. 3. Influence of the distance from the surface on the deter-
mined by XPS carbon to silicon atoms content ratio (C/Si) for H-1
and H-2 samples

NP were the same, despite the composition of silicone
resin contained in the sample tested.

According to XPS results, shown in Fig. 3, silicone
resin migration to surfaces of samples modified with NP
containing silicone resin with different composition
could be observed. The content of Si atoms (correlated
with C atoms content) at a very close distance to the sur-
face was much higher than few nanometers deeper in the
bulk of coating while even that value, specifically for H-1
sample, was very much higher than the value represent-
ing the average Si atoms content in the modified coating
recipe, what is evident from results listed in Table 4. For
unmodified sample Si atoms were not detected by XPS.

Quite significant difference between Si concentration
on the surface observed for H-1 and H-2 samples can be



POLIMERY 2014, 59, nr 9 647
a) SEM C 0 a) pm
0 0.1 0.2 03 0.4 05 MM [y
0 ‘ SRt e s
] ~ £ 09
0.05 3 e
0.1 ‘ £ o7
0.15 o g 05
02 g [0
025 7 » - ' %
] F ~0.3
03 ' ® 0.2
035 ] % og 5t
o.a—i [0
045 1 4 3 B
] o --0.2
05 : 03
b) ___SEM C O 056 7 E 0.4
mm:H"H"H‘"HHHIHH|HH"H\""I"H\"H"": ':—0.5
Length = 0.592 mm Pt = 0.554 um Scale = 1.000 pum
um
0.4
o .
7/‘«'\"#‘\‘\\‘;”'%“ N ."‘A\,‘ " / (/u'wwk
0 - v
-0‘2; T )
-0,4;
0 0os o1 045 02 025 03 0 04 045 05 0% MM

Fig. 4. Assessed by SEM-EDS elements distribution images (mag-
nification 500x) on surfaces of samples: a) P-0, b) P-2

explained by difference in silicone resin structure in both
cases. In case of H-1 the silicone resin had more hydro-
phobic and less polar character due to absence of less hy-
drophobic and more polar silicone monomer (MATMS)
in starting composition of silicone monomers what re-
sulted in lower compatibility of silicone resin with the
polymer matrix of powder coating and eventually led to
easier migration of the resin to the coating surface.

Results of SEM-EDS and XPS studies conducted for
polyester coatings are presented in Fig. 4 and 5, respec-
tively.
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Fig. 5. Influence of the distance from the surface on the deter-
mined by XPS carbon to silicon atoms content ratio (C/Si) for P-0
and P-2 samples
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Fig. 6. Determined by confocal microscope powder coating sur-
face topography layers with profiles for samples: a) H-0, b) H-1

Similarly as in the case of epoxy-polyester coatings the
concentration of Si and O atoms on surfaces of polyester
coatings modified with NP (P-2 sample) is much higher
than for unmodified (P-O sample). XPS studies (Fig. 6)
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0pm ) 25 um 5 pm
Fig. 7. AFM images for samples: a) H-0, b) H-1

confirmed that Si atoms content (correlated with the
amount of C atoms) decreased with increasing distance
from the surface.

Morphology of the surface of prepared power coating
samples was investigated using confocal microscope. In
Fig. 6 the contour plot maps of epoxy-polyester powder
coatings surfaces are shown. For better determination of
surfaces appearance micrometer scale topographic pro-
files were generated along the lines marked on the topo-
graphy maps.

T ab1le 4. Concentration of Si atoms at the different distance
from the surface for H-1 and H-2 samples

Distance from Si atoms content, %
surface, nm H-1 Ho
34 22.30 24.58
4.5 19.70 6.37
5.5 18.00 4.06
6.5 16.30 3.30
7.5 15.00 2.63
8.4 13.80 2.34
9.2 13.40 2.24
10.0 12.70 1.98
11.3 12.50 1.99

Table 5. Roughness parameters for H-0 and H-1 samples

Roughness parameters H-0 H-1
R, nm 82 43

R, nm 377 269

Py, nm 554 417
Py, pm 48 21

Py © 1.75 2.27

From the results shown in Fig. 6 and roughness para-
meters listed in Table 5, it seems clear that modification
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with NP significantly affected the structure of powder
coatings surface, making the surface smoother. In the
level plot graphs we can see higher variation in the eleva-
tion of the unmodified coating sample across the tested
region, and an area of the deep valley (level lower than
-0.1 pm) and of the hills (level higher than 0.1 pm) is
higher too. The surface structure of modified sample is
more regular, hills and valleys with tighter diameter then
in the case of unmodified sample (what was confirmed
by P,,, value), and level difference is lower (distance from
the lowest to the highest point is 417 nm) than for un-
modified coatings where that distance is 554 nm. The
nanostructure of the coating surface was studied by
AFM. The nanostructure of H-0 and H-1 samples, pre-
sented in Fig. 7, looks quite different. On the surface of
the unmodified sample (H-0) there are several islands
which average size is about 500—1000 nm while on the
modified surface lots of bulges can be observed with
average diameter of about 80—200 nm. Moreover, it
seems clear that the modification led to improved compo-
site homogeneity.
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Fig. 8. Contact angle (CA) of water (black) and diiodomethane
(grey) sessile droplet on prepared powder coating samples
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Fig. 9. Polar (y, — black) and dispersive (y, — grey) parts of sur-
face free energy (SFE) of prepared powder coating samples

Finally, CA of the modified and unmodified powder
coatings was determined at the ambient temperature
using sessile drop method for water and diiodomethane.
SFE with its parts (polar y, and dispersive y,) was calcu-
lated using Owens-Wendt method. Results are shown in
Fig. 8 and 9.

As it can be concluded from the results presented in
Fig. 8 and 9, the modification of powder coatings with
highly hydrophobic and low-polar silicone resin which
migrated easily to the coating surface resulted in very sig-
nificantly increased CA value and decreased SFE value
observed for H-1 sample. For coatings modified with
more polar and less hydrophobic silicone resin (samples
H-2 and P-2) those differences were much less distinct.

CONCLUSIONS

Modification of epoxy-polyester and polyester pow-
der coatings with silicone-poly(methyl methacrylate)
core-shell NP was performed. It was found through
SEM-EDS and XPS studies that such modification led to a
change in chemical composition of coating surfaces what
indicated that silicone resin migrated to the surface. That
effect was much more significant for the coatings modi-
fied with NP containing more hydrophobic and less polar
silicone resin. Similar observations were made with re-
gard to the results of studies on the effect of modification
of the coatings with NP on surface profiles and contact
angles.

ACKNOWLEDGMENTS

The authors wish to thank The Polish National Centre for
Research and Development for providing financial support for
the studies described in this paper that were conducted under
the project NR08-0004 10.

The authors wish to acknowledge with appreciation the as-
sistance of Ms. Joanna Trzaskowska in preparation of NP sam-
ples, Ms. Helena Kuczynska in preparation of powder coating

samples, Ms. Sylwia Kowalska and Dr. Aneta Lukomska in
SEM-EDS surfaces determination and Dr. Janusz W. Sobczak
and Prof. Robert Nowakowski in XPS and AFM studies, re-
spectively. The authors wish also to thank OPTA-TECH, offi-
cial distributor of NanoFokus AG in Poland for making the
confocal microscope available for tests.

REFERENCES

[1] Wheeler I.: “Metallic Pigments in Polymer”, Smithers
Rapra Technology Limited, UK 1999, pp. 167 —177.

[2] Hanus M.J., Harris A.T.: Prog. Mater. Sci. 2013, 58, 1056.
http://dx.doi.org/10.1016/j.pmatsci.2013.04.001

[3] gpl’rkové M., Strachota A., Brozova L., Brus J., Urbanova
M., Baldrian J., Slouf M., Bldhova O., Duchek P: J. Coat.
Technol. Res. 2010, 7, 219.
http://dx.doi.org/10.1007/s11998-009-9175-3

[4] Fernando R.H.: “Nanotechnology Applications in Coat-
ings”, American Chemical Society, Washington DC 2009,
2—21. http://dx.doi.org/10.1021/bk-2009-1008.ch001

[5] Bauer F, Glasel H.J., Decker U., Ernst H., Freyer A., Hart-
mann E., Sauerland V., Mehnert R.: Prog. Org. Coat. 2003,
47, 147. http://dx.doi.org/10.1016/S0300-9440(03)00117-6

[6] Kozakiewicz J., Kuczyniska H., Jesionowski T., Nowakow-
ski R., Sobczak J.W., Koncka-Foland A.: Inz. Mat. 2007, 5,
863.

[7] Kozakiewicz J., Ofat 1., Trzaskowska ].: “Aqueous sili-
cone-acrylic dispersion of hybrid particle structure — ef-
fect of silicone part composition on the properties of the
dispersions and the corresponding nanopowders” in Pro-
ceedings of The Waterborne Symposium, New Orleans,
LA, February 13—17, 2012, pp. 386—389.

[8] US Pat. 5223 586 (1993).

[9] Chojnowski J., Cypryk M.: “Silicon-containing polymers.
The science and technology of their synthesis and applica-
tions”, Kluwer Academic Publishers Dordrecht, The Ne-
therlands 2000, pp. 3—41.

[10] Pilch-Pitera B.: |. Appl. Polym. Sci. 2012, 123, 807.
http://dx.doi.org/10.1002/app.34506

[11] SobhaniS., Jannesari A., Bastani S.: J. Appl. Polym. Sci. 2012,
123, 162. http://dx.doi.org/10.1002/app.34435

[12] Rodriguez R., de las Heras Alarcon C., Ekanayake P,
McDonald PJ., Keddie ]J.L., Barandiaran M.]., Asua J.M.:
Macromolecules 2008, 41, 8537.
http://dx.doi.org/10.1021/ma8006015

[13] Mequanint K., Sanderson R.: J. Appl. Polym. Sci. 2003, 88,
893. http://dx.doi.org/10.1002/app.11679

[14] Wu Y, Duan H., Yu Y., Zhang C.: ]. Appl. Polym. Sci. 2001,
79, 333. http://dx.doi.org/10.1002/1097-4628(20010110)79:
2<333::AID-APP160>3.0.CO;2-8

[15] Ofat 1., Kozakiewicz J.: Nano Studies 2013, 7, 131.

[16] Weyenberg D.R., Findlay D.E., Cekada ].Jr., Bey A.E.:
J. Polym. Sci., C 1969, 27, 27.
http://dx.doi.org/10.1002/polc.5070270104

[17] Pol. Pat. 210 583 (2011).




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (Adobe RGB \0501998\051)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.5
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJDFFile false
  /CreateJobTicket true
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize false
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo true
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Preserve
  /UCRandBGInfo /Preserve
  /UsePrologue true
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects true
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /PLK ()
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


